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0 Method and apparatus for providing tailored exitation as in Fourier transform mass spectrometry. 
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0 Tailored excitation of ions in a mass spectrometer is obtained by using an excitation signal which comprises 
at least one signal having the form of a sine function modulated sine wave The sine modulated sine wave has a 
magnitude function in the frequency domain in the form of a rectangular function centered at the frequency of 
the sine wave and having a width determined by the width of the sine function. Plural sine modulated sine wave 
signals can be applied to the ion trap of the spectrometer, with the various signals having different sine wave 
frequencies, to provide a tailored excitation spectrum without the need for extended computation. 
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FIELD OF THE INVENTION 

This invention pertains generally to the field of electric field excitation which may be used in ion mass 

spectronielry. 

5 

BACKGROUND ART 

An ion cyclotron uses a magnetic field to deflect an ion moving at some velocity through the field. For a 
spatially uniform magnetic field having a flux density B, a moving ion of mass m and charge q will be bent 

10 into a circular path in a plane perpendicular to the magnetic field at an angular frequency cdo in accordance 
with a>o = qB/m. Thus, if the magnetic field strength is known, by measuring the ion cyclotron frequency it 
is possible in principle to determine the ionic mass-to-chargc ratio m/q. In effect, the static magnetic field 
converts ionic mass into a frequency analog. Because the cyclotron frequencies for singly charged ions (12 
<t m/q < 5,000) in a magnetic field of about 3 Tesla span a radio-frequency range (10 KHz ^ f ^ 4 MHz) 

IS within which frequency can be measured with high precision, the ion cyclotron is potentially capable of 
offering extremely high mass resolution and accuracy. 

Fourier transform techniques have been utilized in the detection scheme of ion resonance in mass 
spectrometry. In such techniques, the whole spectrum of ions is excited at once and the whole spectrum is 
thereafter detected at once. Such Fourier transform ion cyclotron resonance spectroscopy techniques are 

20 described further in U.S. Patent No. 3.937,955 to Comisarow, et al., the disclosure of which is incorporated 
herein by reference. The Comisarow. et al patent describes a so-called sweep or chirp excitation in which 
the excitation sinusoid is swept from one frequency to another to excite all ions whose cyclotron 
frequencies are in that range. Because this is a frequency modulated signal, the shape of its amplitude 
spectrum is not available as a convenient closed-form equation. The spectral shape is generally a single 

25 band with relatively uniform amplitude at the band's center, amplitude ripples which are worse at the band 
edges, and a gradual decrease in ripple amplitude towards zero outside the band. Both the intensity and 
location of the ripples as well as the sharpness of the band edges depend on the sweep parameters (sweep 
rate, start and stop frequencies) in such a manner that arbitrarily sharp band edges and a low ripple cannot 
be achieved at the same time. In addition, sweep excitation necessarily excites all ions with resonant 

30 frequencies between the sweep start and stop frequencies (with broad band sweep) and thereby does not 
allow selective excitation of ions with only certain ranges of mass-to-charge ratios (hereafter denoted m^z). 
Such broad band excitations also cannot be used to eject ions selectively of all but one or a few selected 
m/z values. 

A simpler excitation technique is a burst excite, in which a fixed frequency, fixed amplitude sinusoidal 
35 signal is applied to the cell excitation plate for a fixed time. This excitation signal has a (sin x)/x shape (a 
sine function) in its frequency domain magnitude spectrum. It is possible, by using burst excite, to excite 
ions of one m/z to a desired orbital radius while not exciting at all ions of a second m/z. However, the only 
adjustable parameters are the sinusoidal frequency, amplitude, and duration, so that the excite amplitude 
spectrum can only have a (sin x)/x shape, which is not suitable when ions of many m/z are present. 
40 Another ion excitation method for Fourier transform ion cyclotron mass spectrometry is based on 

sinusoidal bursts and may be denoted pulse sequence excitation. The sequence of sinusoidal bursts is 
constructed with the frequency, phase and starting time of each burst selected such that the amplitude 
spectrum of the sequence approximates the desired excite amplitude spectrum. High selectivity is possible 
for simple spectral shapes, but it is difficult to construct pulse sequences to approximate arbitrary excite 
46 spectra. 

Impulse excitation consists of a single narrow pulse. This method is broadband only, so that no 
selectivity is possible. Also, very high voltages are required to deliver sufficient energy to the ions due to 
the short duration of the pulse. 

Pseudo-random noise excitation uses a white noise sequence to excite ions over a wide mass range. 
50 No selectivity is possible with this method either, but much lower voltages are required than for impulse 
excitation. 

An improved technique tor tailoring the excite amplitude spectrum to excite ions of particular m-'z values 
is set forth in U.S. Patent No. 4.761.545 to Marshall et al., the disclosure of which is incorporated herein by 
reference. In the method ot thai patent, which may be denoted as stored waveform inverse Fourier 
bb IransforiTi excitation, an arbitrary selected excitation arTiplitude spectrum is inverse Fourier transformed to 
give a lime dorTiain waveform. That waveform is then used as the excitation signal. One difficulty with the 
procedure is that the -esulting Ume domain waveform can have a very high peak to average oower ratio, 
particularly wnen the excite amplituce spectrum is broadband. Anotnor difficulty is that if theie exist any 



2 



EP 0 575 778 A1 



discontinuities in the starting excite spectrunn or in any order derivative of this spectrum, truncating the 
resulting time domain waveform to finite length introduces Gibbs oscillations into the corresponding excite 
amplitude spectrum. A window function having a value of zero at both ends can remove the Gibbs 
oscillation but can cause dislorlion of a stored waveform which has been phase scrambled. An extension of 

5 the stored waveform excitation technique is described in U.S. Patent 4,945,234 to Goodman, et al., ttie 
disclosure of which is incorporated herein by reference. That patent provides a technique for providing an 
excitation signal starting with a frequency domain spectrum and operating on it in such a manner to reduce 
the Gibbs oscillations of the excitation signal. While such techniques are useful and have been utilized to 
provide highly tailored excitation spectra, considerable computer processing is required to create the 

10 ultimate time domain excitation signal from the initial frequency domain spectrum. 

SUMMARY OF THE INVENTION 

In the present invention, tailored excitation of ions in a mass spectrometer trap is obtained by utilizing a 

75 selected time domain signal which achieves a known frequency domain spectrum. The frequency domain 
spectrum corresponds to a mass domain spectrum in the ion trap in a constant magnetic field. A tailored 
excitation spectrum can be achieved utilizing the known time domain excitation signals without the need to 
inverse Fourier transform a frequency domain spectrum, thereby reducing the computational time required 
to produce the tailored excitation signal and allowing computations to be performed substantially in "real 

20 time". The frequency spectrum of the excitation signal can be tailored to provide narrow or broadband 
excitation, excitation of multiple separated bands, sharply defined excitation of narrow bands, sharply 
defined notches between excitation frequencies where Ions in the notches are not excited, and arbitrary 
profiles formed of multiple adjacent bands of selected heights. 

In accordance with the present invention, a preferred excitation time domain signal has the form of a 

25 sine function modulating a sine function The modulation, or multiplication, of these two time domain signals 
corresponds to the convolution in the frequency domain of the Fourier transform of the two signals. The 
convolution of the Fourier transforms of the two signals is a rectangular or "boxcar" function centered on 
the frequency of the sine wave. The width of the excitation spectrum in the frequency domain is specified 
by the width of the sine function. An exemplary excitation signal E(t) is sinc[27rW(t - to)] • (sin 2-Tft). Such a 

30 time domain function has a frequency domain magnitude function comprising a rectangular band centered 
at the frequency f and having a bandwidth 2W. The time to is a selected center time for the application of 
the time domain signal to the excitation plates of the ion cell. Several such signals may be added together 
to excite multiple bands, with the band frequencies and widths preferably chosen so that the bands do not 
overlap one another. Any number of such functions may be added together to achieve a desired tailored 

35 excitation spectrum comprising a sehes of rectangular functions of varying widths and center frequencies 
without having to inverse Fourier transform a frequency domain signal to a time domain signal. Con- 
sequently, the time of computation to produce these functions is greatly reduced. 

In the mass spectrometry apparatus of the present invention, the sine and sine functions are preferably 
stored in memory, are given the desired parameters of W, f. and to, and are multiplied together to provide a 

40 digital Signal to a digital-to-analog converter the output of which is amplified and applied to the excitation 
amplifiers of the ion trap, such as an ICR cell. Several such sine modulated sine wave signals, which 
achieve the desired multiple bands in the frequency domain, may be added together in digital form before 
the final digital signal is provided to the digital-to-analog converter. 

Where multiple time domain excitation signals are utilized to achieve multiple bands in the frequency 

45 spectrum of the excitation signal, the available dynamic range of the excitation amplifiers can be 
accommodated by utilizing different to times for each of the various excitation signals corresponding to 
different bands in the frequency spectrum. In this manner, the maximum magnitude of the time domain 
signals for each band, which occurs at the to times, will not be added together. 

Real-time tailored excitation can be readily achieved by using multiple channel sine wave accumulators. 

50 Each accumulator channel can produce a sine wave of any frequency which can then be modulated by a 
sine function. These functions can be applied to the ion cell either directly or by utilizing heterodyne 
modulation. 

The present invention allows an excitation signal to be formed which corresponds to virtually any 
desired mass domain profile by combining together multiple components of appropriately selected fre- 
5b quencies, widtfis, and magnitudes. 

Further objects, features and advanlayys of the invention will be apparent from the following detailed 
desctiption when taken in conjunction with the accompanying drawings. 
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BRIEF DESCRIPTION OF THE DRAWINGS 

In the drawings: 

Fig 1 is a block diagram of an ion cyclotron resonance mass spectrometer system incorporating the 
5 present invention. 

Fig 2 is a block diagram of the tailored excitation generator for the system of Fig. 1. 

Fig 3 is a time domain plot of a signal formed of a 500 KHz sine wave modulated by a sine function. 

Fig 4 is the magnitude spectrum in the mass domain for a 3 Tesia (3T) field of the signal of Fig. 3. 

Fig. 5 is a plot of the waveform of a time domain signal for exciting four separated frequency bands. 
10 Fig 6 is a magnitude spectrum in the mass domain at 3T of the time domain signal of Fig. 5. 

Fig 7 is a plot of a time domain signal which provides notch ejection of a narrow band of frequencies. 

Fig. 8 is a magnitude spectrum in the mass domain at 3T of the signal of Fig. 7. 

Fig 9 is an exemplary graph of a mass spectrometry abundance plot without notch ejection showing a 
dominant peak at about m/z 219 and a minor peak at m/z 220. 
76 Fig 10 is a mass spectrometry plot of abundance after utilization of the notch ejection spectrum of Fig. 8 
to eliminate ions adjacent to the desired ions at m/z 220. 

Fig 11 is a graph of a time domain signal comprised of 10 sine modulated sine waves added together. 
Fig 12 is the magnitude spectrum in the mass domain at 3T of the waveform of Fig. 11 wherein the 
mass domain spectra at 3T of the modulated sine waves overlap each other to produce a substantially 
20 uniform, wideband excitation spectrum. 

Fig 13 is a plot of a time domain signal selected to excite three narrow bands. 

Fig 14 IS a magnitude spectrum in the mass domain at 3T of the time domain signal of Fig. 13. 

Fig 15 IS a mass spectrum of hexane obtained in a conventional manner. 

Fig 16 is a mass spectrum plot at 3T of hexane with the tailored excitation signal of Fig. 13 to 
25 selectively excite the ions at m/z 55, 57 and 86. 

Fig 17 IS a simplified view of an ion trapping system with which the invention may be utilized. 

DETAILED DESCRIPTION OF THE INVENTION 

30 With reference to the drawings, a schematic block diagram of an ion cyclotron resonance mass 
spectrometer system which can incorporate the present invention is shown in Fig. 1. The system includes 
an ion cyclotron resonance (ICR) trap or cell 101. As used herein, the term ion trap includes an ICR cell as 
well as other types of ion traps. The structure of such cells is well known in the art, and in general such 
cells are enclosed in an evacuable chamber with a vacuum pump and other ancillary equipment utilized to 

35 achieve the desired low pressure in the cell.. A magnet 104, typically a superconducting solenoid, produces 
the magnetic field inside the ICR cell and is well known and shown only schematically in Fig. 1. For 
purposes of illustration, the ICR trap cell 101 is shown as having a substantially rectangular cross-section 
with opposed side plates 102 and 103, serving as excitation electrodes, and top and bottom plates 107 and 
108 which may serve as detector electrodes. End trapping plates conventionally used in ICR cells are not 

40 shown in Fig. 1. A variety of geometric configurations for ICR cells are well known. The magnet typically 
produces a substantially constant unidirectional magnetic field through the ICR cell such that the electric 
field from potentials applied to the excitation electrodes is transverse to the applied magnetic field. Various 
ion source means 110 for introducing ions in the cell 101 are well known and may be used, including 
sources which generate ions in the cell or sources which generate ions outside the cell with subsequent 

45 transport into the cell. 

In the illustrative ICR mass spectrometer system of Fig. 1. a data input device 120, e.g., a keyboard, 
mouse, interactive graphics unit, or a magnetic media reader, receives data from the operator indicating the 
parameters of the selected time domain excitation signal which will give the user the desired mass domain 
excitation profile, as discussed below. The data received by the data input device 120 is provided to a 

60 programmable digital computer 119. The computer 119 controls an excite waveform generator 121 which, 
as described below, may incorporate specialized hardware for generating multiple time domain waveforms 
in real time. Under the control of the computer 119. the digital signal data from the generator 121 is read 
out to a digital-to-analog converter 124 which provides an analog output signal to a tunable low pass filter 
125 which filters out frequencies in the analog signal which are above the frequencies of interest The filter 

tb 125 tfius functions as an output anti-aliasing filler. The syslerTi can also operate in a fieterodyne mode in 
which the filter 125 would reject only frequencies above the excitation signal bandwidth (for example, 100 
KHz). In the direct mode, a switch 30G is set in position A in Fig. 1 and a switch 309 is set in the position C 
in Fig. 1 such that the output o* the filter 125 directly connects to a variable attenuator 129 which is 
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preferably programmable to attenuate the signal by up to 64 dB in 0.1 dB steps. Alternatively, the systenn 
can operate in the heterodyne mode in which a high frequency carrier signal is provided from a tunable 
frequency synthesizer 307, which is under the control of the computer 119. to a mixer 308, and with the 
switch 309 switched to the position B in Fig. 1 to provide the output signal from the mixer 308 lo the 

5 variable attenuator 129. The output of the mixer contains a double side-band amplitude modulated signal 
centered on the output frequency of the tunable frequency synthesizer 307. The output of the attenuator 
129 is supplied to a power amplifier 133 which delivers a time varying voltage output signal on the lines 134 
and 135 to the excitation electrodes 102 and 103, respectively, with the signals on the lines 134 and 135 
being 180' out of phase with one another. The time varying voltage applied to the plates 102 and 103 

10 produces a corresponding time varying electric field in the ICR cell which is oriented transverse to the 
applied magnetic field. 

The tunable frequency synthesizer 307 may function in both the excite and receive modes. The 
switches 304(Si), 806(82), and 309(83) arc set to the various positions shown in Fig. 1 depending on the 
excitation or receive mode. The received signal on the plates 107 and 108 is provided on lines 137 and 138 
15 to a preamplifier 139 and through variable attenuator 129, an amplifier 321, and the switches to an analog- 
to-digital converter 145 and to a receive waveform memory 143 before being provided back to the computer 
119. The output of the system as analyzed by the computer is displayed to the operator on the display unit 
150. 

The foregoing general structure of an ICR mass spectrometer is well known and described, for example. 

20 in the aforesaid U.S. Patents 4,945.234 and 4,761,545, which are incorporated herein by reference. The 
present invention utilizes structure similar to that used with the stored waveform inverse Fourier transform 
techniques described in these patents, but does not require the creation of a frequency domain spectrum 
(based on the desired mass domain excitation profile) which is then inverse Fourier transformed. The basis 
of the present invention is explained below. 

25 The Fourier transforms of two time domain functions A and B may be expressed as FT(A) and FT(B). 
The Fourier transform of the product of the two time domain functions A and 8 is equal to the convolution of 
the Fouher transform of A and the Fourier transform of B. which may be expressed as: 

FT(A.B) = FT(A)- FT(B), 

30 

where • represents multiplication and * represents convolution. 

In carrying out tailored excitation for Fourier transform ICR mass spectrometry, it is often desired to 
have a rectangular or "boxcar" function in the frequency spectrum of the excitation signal, or multiple well- 
defined boxcar functions. It can be shown that the modulation (multiplication) of a pure sine wave function 
35 by a sine function in the time domain corresponds to a convolution of the Fourier transforms of these 
signals in the frequency domain that produces a rectangular or boxcar function. The center of the 
rectangular band is at the frequency of the sine wave, and the width of the rectangular band is a function of 
the width of the sine function. 

A time domain sine function B can be expressed as: 

40 

B = [sin 2irW(t - to)]/27rW(t - to), 

in which t is the time variable, to is the time at which the sine function has a maximum value (the "center 
time"), and W is half the desired width of the boxcar function (the bandwidth) of the rectangular magnitude 
45 band desired from the excitation signal. Multiplication of the sine wave function A, e.g, A = sin 27rft, by the 
sine function B, results in a sine modulated sine wave excitation signal E(t). The signal E(l) can be 
expressed as 

50 . . sin 2nW { t-tp) 

E(t) = M ^ ^.^ ^ / 'Sin 27ift , 

where M is magnitude constant determined by the amplifiers and other components of the excitation 
bb system. 

The magnitude spectrum of the sine modulated sine wave signal Ed) is a boxcar function centered at 
the frequency f and spanning a bandwidth of i W. An exemplaiy time domain plot of a 500 KHz sine wave 
signal modulated by a sine signal is shown in Fig. 3. and its mass domain magnitude spectrum, 
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25 



corresponding to a magnetic field of 3 Tesia is shown in Fig. 4. 

Several sine modulated sine waves having different frequencies f and widths W can be added to form a 
composite excitation waveform. The magnitude spectrum of the waveform is equivalent to the sum of each 
individual rectangular band from eacti modulated sine wave, as long as the rectangular bands do not 
overlap eacli other. The mulliple band excitation signal, having a selected number n signals added together 
and thus n bands, may be expressed as: 



„ , , sin 27CW. ( t-toT ) 



sin 27i;W, (t-tn,) 



sin 27xW„ (t-t„„) 



where the widths Wi , W2, Wp, the center times toi , to2- ton, the sine wave frequencies fi , f2, fn, and 
the component magnitudes Mi, M2, Mn (related to the excitation radii in FT/ICR for ions resonant at 
corresponding frequencies) are the excitation signal parameters selected by the user to provide the desired 

30 excitation signal spectrum. These parameters can be selected as desired by the user for particular 
applications. For example, in some cases all the widths Wi ... Wp may be the same and a single sine 
function generator may be used. The selected number n of bands may be two or more. Fig. 5 shows a time 
domain waveform of a signal for exciting four frequency bands, and Fig. 6 is the mass domain plot of the 
magnitude spectrum of the signal of Fig. 5. In such a way, an excitation signal having arbitrary multiple 

35 rectangular magnitude bands in the frequency domain can be obtained so as to correspond to a desired 
mass domain excitation profile. 

A schematic of an exemplary waveform generator 121 of the present invention is shown in Fig. 2. The 
generator of Fig. 2 may particularly be utilized to output waveforms which are rapidly constructed with 
minimal computational delay. In this illustrative embodiment, a timed start register 201 is provided by the 

40 computer 1 19 with the starting time T^ for the sine function (thereby determining the center time of the sine 
function), and the register provides its multiple bit output data on lines 202 to an address counter 204. The 
appropriate phase adjustment delays for sine function generation, to give maximally flat response to boxcar 
or bandpass functions, can be determined once by trial and error and used consistently thereafter. The 
address counter receives a start signal from the computer and a clock signal ClkX, and puts out a multibit 

45 signal on lines 205 which are provided to the address inputs of a digital memory 207 (e.g., an EPROM) 
which is programmed with the sine function. The time base for the read-out of the sine function is 
determined by the output of a clock delay generator 240 which receives a master clock input (e.g., 16 MHz) 
and puts out the ClkX clock signal along a line 241 and a second clock signal ClkM on a line 242. The clock 
delay generator 240 provides clock delay and phasing to allow higher speed operation of the components 

50 204, 20 7 , 210, 212, and 218 The data output of the EPROM 207 is provided on a data bus 209 to a (digital) 
multiplier 210. 

The selected frequency of the sine wave, F^, expressed in radians per master clock cycle, is provided 
from the computer on lines 215 to a frequency register 216 which provides its multibit output to an adder 
219. The output of the adder on a bus 220 is provided to a digital integrator 222. The unit 222 also receives 
55 an initial phase input from a register 223 which is provided with multibil input data from the computer on 
lines 224 and provides a multibit output on lines 225 to Ifie unit 222. The initial phase may be cliosen to be 
zero, in which case an initial phase is not required. The outout of the unit 222 is provided on multibit data 
bus lines 226 and is fed back to the adder 219. The foregoing components function as a phase accumulator 
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218. A selected number of the most significant bits (e.g.. 14 MSB) is provided on data lines 227 to the 
address inputs of a digital nnemory 212 (e.g., an EPROM) which is programmed with a sine function table. 
The output of the EPROM 212 on lines 213, a digital sine function of the desired frequency, is provided to 
llie multiplier 210 wfiich also receives tfie ClkX input on the line 241 and the ClkM signal on the line 242. 

5 The multiplier 210 carries out a digital multiplication of the digital sine and sine signals. The output of the 
multiplier 210 is provided on output lines 231 to an adder 232 which may receive the output of additional 
function generator circuits which provide signals on lines 234 corresponding to additional boxcar function(s) 
in the frequency domain. The output of the adder 232 on lines 235 is provided to the digital-to-analog 
converter 124 and thence to the driver amplifiers for the ron cell. Alternatively, signals representing 

10 additional boxcar functions may be summed together in analog form with the output of the DAC 124. The 
functional units of Fig. 2 may be implemented in separate hardware units or may be incorporated in the 
software programming of the computer 119 and utilize digital memory (RAM) as part of the generator 121. 
Further, one or both of the sine or sine signals may be generated in analog (continuous) form, and they 
may be multiplied together as analog signals. Where two or more waveform generators of the form of Fig. 2 

75 are used, a multiplier may be interposed in the lines 213 or 231 to allow scaling of the magnitude of the 
signal from each generator. 

The appropriate excitation signals may also be generated in other manners. For example, the computer 
1 19 may calculate the appropriate sine modulated sine wave signal data and write that data into a waveform 
memory acting as the excite waveform generator 121. The data in the memory may then be read out on a 

20 real time basis to provide the desired excitation signal. In addition, the excitation signals may be produced 
in real time by using a programmed digital signal processor (DSP) in the excite waveform generator 121. 
The DSP can function as one or more sections of the excite waveform generator (e.g.. the sine function 
circuit) or as essentially all of the functional components of Fig. 2. depending on the required output signal 
bandwidth. An example of such a DSP is the ADSP-21020 produced by Analog Devices. Inc.. or an Intel 

25 2860 incorporated into the Skybolt array processor produced by Sky Computers, Inc. 

The present invention allows a large range of tailored excitation spectra to be created. The following are 
examples of the creation of such spectra. All of these mass spectra were obtained by using an EXTREL 
2001 Series mass spectrometer equipped with an EXTREL SWIFT module. 

Fig. 7 shows an excitation signal comprising the sum of two sine modulated sine waves. The power 

30 spectrum of the output signal is shown m Fig. 8. It is seen that the two rectangular functions in the power 
spectrum resulting from the two sine modulated sine wave functions are very close to each other but are 
not overlapping, leaving a narrow notch at an m/z value of 220 ± 0.5. This excitation signal was utilized in a 
Fourier transform mass spectrometer and effectively ejected m/z 219 ions in a perfluorotnbutylamine 
(PFTBA) sample while leaving m^z 220 ions unexcited. The mass spectrum obtained from the sample 

35 without notch ejection by using frequency sweep excitation is shown in Fig. 9 and the spectrum obtained 
from the sample after notch ejection is shown in Fig. 10. 

Because the output of a broadband radio frequency (RF) amplifier is usually limited to a few hundred 
volts, the maximum value of an excitation waveform must be within the range of the excite amplifier. Where 
two or more modulated sine functions are simultaneously applied and the excite bandwidth exceeds a 

40 certain value, for example. 100 KHz, the excite amplifier may not be capable of satisfying the power 
requirements. In the stored waveform inverse Fourier transform method, as described, for example, in U.S. 
Patent 4,761,545. this problem is solved by phase-scrambling the components of the excite signal. In the 
present invention, the maximum excitation magnitude may be controlled by using different values of the 
center time of the sine function, tc . for each modulated sine wave. For example, the computer 119 can 

45 control the start signal to the address counter 204 of each generator or load a desired timed start value to 
the timed start register 201. Because the maximum values of the sine functions of the several signals do not 
add together at the same point in time, a reduction in maximum excite signal amplitude is obtained. 

For example, if an excitation amplifier provides an excitation field strength of 1200 volts/meter, the 
adequate excitation bandwidth in a 3 Tesia field is about 50 KHz with a single sine modulated sine wave. To 

50 uniformly excite a 400 KHz bandwidth, a waveform consisting of 10 sinc-modulated sine waves can be 
used. Each of the 10 modulated sine waves has a 40 KHz wide boxcar or rectangular function spectrum, 
and the frequencies of the sine waves differ by 40 KHz (or multiples of 40 KHz) from each other, so that the 
sum of the signals covers the full 400 KHz bandwidth. The to times of each sine function are chosen so that 
the maximums of tfie modulated sine waves are spaced from one another by, for example, 30 micro- 

bb seconds, thus avoiding overlap of excitation voltages of the modulated sine waves in large amplitude 
regions. The r^sultmy excitation yiynal will uffeclivyly excite the entire 400 KHz bandwidlti uniformly. Small 
adjustments of the sine function maximum positions may be necessary to ensure smooth connections of the 
rectangular band segments in the spectrum. Various ways are available to determine the delay adjustment. 
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The simplest is by trial and error. Alternatively, the delay can be calculated by using the phases of the two 
connected edges of the boxcar functions that result in a smooth connection. An example of a signal that 
excites ions over 400 KHz is shown in Fig. 1 1 and the nnass domain magnitude spectrum for this signal is 
illustrated in Fig, 12. 

5 In many applications, only ions al a few selected m/z values need to be excited Of ejected. To acfiieve 

selected excitation of this form, several sine waves corresponding to the frequency of the ions may be 
generated and added. The co-added sine waves may then be multiplied by a broad sine function, that is, 
one with full width at half height on the millisecond scale. The dynamic range in such an application is 
usually not an issue because excitation energy can always be increased by lengthening the width of the 

10 sine function. Fig. 13 Illustrates a time domain excitation signal that excites only ions at m/z values of 55, 57 
and 86 in a hexane mass spectrum, and Fig. 14 shows the magnitude spectrum in the mass domain at 3T 
for the signal of Fig. 13. Fig. 15 is a normal spectrum of hexanc, and Fig. 16 is a spectrum of hcxanc 
obtained with soloctivc ion excitation at m/z 55, 57, 86 by using the excitation signal of Fig. 13. 

The modules as described in Fig. 2 can be utilized to obtain effective real-time (i.e., no significant 

15 computational delay) tailored excitation in accordance with the invention. Each of several generator channels 
can provide a modulated sine wave in any desired frequency, and each sine wave can be modulated by a 
sine function. The modulated sine waves can then be summed and sent to the excitation amplifier. Each 
generator can be reloaded or reinitialized by the computer 119 after generation of a signal has been 
completed so that it is ready to generate a new signal at the command of the computer. 

20 In the present invention, heterodyne mode high resolution tailored excitation may be utilized in the 

same manner as described in U.S. Patent 4,761,545. Further, the present invention may be utilized in a 
quadrupole ion trap such as illustrated in Fig. 17. The ion trap of Fig 17 is illustratively shown as having a 
ring electrode 315, end cap electrodes 316. an ion generating source 317 such as an electron gun which 
ionizes a gas in the trap or an external ion source which can inject ions into the trap, and a detector of 

25 ejected ions 318. Appropriate trapping voltages are applied to the ring electrode 315 and end caps 316 
through a radio frequency amplifier and biasing circuits 320 and 321 to cause trapping of the ions within the 
plates in a well known manner. The tailored excitation signals of the present invention may then be applied 
to the end caps 316 by a computer-controlled signal excitation and detection processor 322, in the same 
manner as the excitation of the plates 102 and 103 of the ICR cell 101 as described above, to achieve 

30 tailored excitation and ejection of ions from the ion trap. The ejected ions can be detected by the detector 
318 and analyzed by the processor 322 to provide a mass spectrum of the ejected ions. By applying 
excitation in accordance with the present invention, ejection can be obtained of all masses within an 
excitation band or ejection of all masses above and below a selected band. 

The present invention may also be used in other applications where a frequency domain excitation 

35 profile having a particular form is desired, such as in nuclear magnetic resonance (NMR) applications where 
the radio frequency electrodes act as excitation electrodes. 

It is understood that the invention is not confined to the particular embodiments as set forth herein, but 
embraces such modified forms thereof as come within the scope of the following claims. 

40 Claims 

1. fvlass spectrometry apparatus comprising: 

(a) an ion trap including a plurality of electrode plates: 

(b) means for detecting motion of ions in the trap and providing a signal indicative thereof; 

45 (c) excitation means connected to the ion trap for producing an electric field in the trap, wherein the 

excitation means generates a sine wave signal at a selected frequency and a sine function signal of 
a selected width and center time and multiplies the two signals to provide an excitation signal which 
IS applied to plates of the ion trap, whereby the magnitude spectrum of the excitation signal in the 
frequency domain is a substantially rectangular function centered on the frequency of the sine wave 

50 signal and having a width determined by the width of the sine function signal. 

2. The apparatus of claim 1 wherein said mass spectrometry apparatus is an ion cyclotron resonance trap 
cell including excitation plates and detection plates, a magnet producing a substantially constant 

unidirectional magnetic field through the ion cyclotron resonance cell such that the electric field from 
5b potentials applied to Ifie excitation plates is transverse to the applied magnetic field, means conriected 

lo Itie detector plates of the cell for detecting resonance motion of ions in the cell and providing a 
Signal indicative theieof, and an excitation amplifier connected to the excitation plates foi applying 
eiectiical potentials to the plates to form an electric field between the plates in accordance with the 
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input signal to the excitation annplifier. 

3. The apparatus of clainri 1 wherein said nnass spectrometry apparatus is an ion trap apparatus having a 
ring electrode and end electrodes, a source of ions, and means for delecting ions to produce a signal 
indicative of said ions. 

4. The apparatus of anyone of claims 1 to 3, wherein the excitation signal E(t) is generated in accordance 
with the expression: 



10 



E(t:) = — ———^J-^s±n2iift 

15 where to is the desired center time at the maximum of the sine function, W is the width of the sine 

function, which corresponds to one-half the bandwidth of the rectangular excitation function in the 
frequency domain, t is time, and f is the frequency of the sine wave. 

5. The apparatus of anyone of claims 1 to 3. wherein the excitation means provides a composite signal 
20 which is the sum of plural excitation signals, each excitation signal having a different sine wave 

frequency f and with the width W of each signal selected so that the bandwidth of the rectangular 
functions in the frequency domain of each of the individual sine modulated sine wave signals do not 
overlap. 

25 6. The apparatus of anyone of claims 1 to 3, wherein the time tn of the maximum of each sine modulated 
sine wave component of the excitation signal differs from the time of the maximum of all the other 

components. 

7. The apparatus of anyone of claims 1 to 3, wherein the excitation means generates an excitation signal 
30 comprised of the sum of a plurality of excitation signals each comprising a sine modulated sine wave. 

each sine modulated sine wave having a different sine wave frequency and the width of each sine 
modulated sine wave being chosen so that the bandwidths of the rectangular functions of each sine 
modulated sine wave in the frequency domain do not overlap. 

35 8. The apparatus of anyone of claims 1 to 3, wherein the excitation means includes means for mixing a 
first higher frequency carrier signal with a time domain signal and wherein the excitation means 
produces an electric field in the trap which varies in accordance with the first higher frequency signal 
modulated by the time domain signal. 

40 9. The apparatus of anyone of claims 1 to 3, wherein the excitation means includes: 

(a) sine function digital memory storing digital data in locations which can be sequentially read out to 
provide an output signal wherein the data when read out follows a smc function; 

(b) sine function digital memory storing digital data in locations which can be sequentially read out to 
provide an output signal wherein the data when read out follows a sine function; 

45 (c) multiplying means for multiplying the output signal of the sine function digital memory with the 

output signal of the sine function digital memory to provide a digital output signal; 

(d) a dtgita!-to-analog converter connected to receive digital data input from the multiplying means 
and connected to provide its analog output signal to the ion trap; 

(e) means tor selectively controlling the output ot digital data stored in the sine function and sine 
50 function digital memories to the multiplying means to apply a desired time domain excitation signal 

to the ion trap. 

10. The apparatus of anyone of claims 1 to 3, wherein the excitation signal E(t) is a composite excitation 
biynal, having a selected number n of signal components, wl^ich is generated in accordance with the 

bb expression: 
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E(t) = Ml 



sin 27rWi (t-tp^) 



• sin 27^f 



sin2TCW^(t:-t^^) 
27iW„(C-t,,) 



• sin 27if 



where t is time and the widths Wi , .... Wn, the center tinacs to - . - ., ton. the sine wave frequencies fi , .... 
fn, and the component magnitudes Mi , Mn are excitation signal parameters selected by the user. 

A method of providing tailored excitation to a spectrometer having excitation electrodes, comprising the 
steps of: 

(a) generating a sine wave signal of a selected frequency; 

(b) generating a sine function signal of a selected width and center time; 

(c) multiplying the sine function signal and the sine function signal to provide a time varying 
excitation signal; and 

(d) applying the eKcitation signal to the excitation electrodes whereby a time varying excitation field 
is formed having one or more substantially rectangular components in the frequency domain. 

The method of claim 1 1 . wherein the excitation signal E(t) is generated in accordance with the 
expression: 



where to is the desired center time at the maximum of the sine function, W is the width of the sine 
function, which corresponds to one-half the bandwidth of the rectangular excitation function in the 
frequency domain, t is time, and f is the frequency of the sine wave. 

The method of claim 12, wherein the excitation signal is a composite signal which is the sum of plural 
excitation signals, each excitation signal having a different sine wave frequency f and with the width W 
of each signal selected so that the bandwidth of the rectangular functions in the frequency domain of 
each of the individual sine modulated sine wave signals do not overlap. 

The method of claim 12, wherein the time to of the maximum of each sine modulated sine wave 
component of the excitation signal differs from the time of the maximum of all of the other components. 

The method of claim 11, wherein the excitation signal is comprised of the sum of a plurality of 
excitation signals each comprising a sine modulated sine wave, each sine modulated sine wave having 
a different sine wave frequency and the width of each sine modulated sine wave being chosen so that 
the bandwidths of each sine modulated sine wave in the frequency domain do not overlap. 

The method of claim 11, wherein the excitation signal b{t) is a composite excitation signal, having a 
selected number n of signal components, which is generated in accordance with the expression: 



E(t) 



sin 27iW ( t-tg) 
2TCW(t-to) 



sin 2nfz 
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E(t) = 



sin 27iW3^ (t-toj^) 
2:;Wi(t-to^) 



sin 2Tcf 



5 



sin2TCW^(t-t^^) 



sin 2nf^xi 



10 



whore t Is time and the widths Wi , Wn. the center tinncs toi t^n. the sine wave frequencies fi , .... 

fn, and the component magnitudes Mi , Mn arc excitation signal parameters selected by the user. 

75 17. In an ion trap apparatus of the type having a ring electrode and end electrodes, a source of ions, and 
means for detecting ions to produce a signal Indicative thereof, the improvement comprising: 

excitation means connected to the end electrodes of the trap for producing an electric field In the 
trap, wherein the excitation means generates a sine wave signal at a selected frequency and a sine 
function signal of a selected width and center time and multiplies the two signals to provide an 

20 excitation signal which Is applied to electrodes of the ion trap, whereby the magnitude spectrum of the 

excitation signal in the frequency domain is a substantially rectangular function centered on the 
frequency of the sine wave signal and having a width determined by the width of the sine function 
signal. 
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